Optical rotations were measured on a JASCO P-1020 digital polarimeter (Jasco, Tokyo, Japan). IR spectra were measured on a JASCO FT/IR 410 spectrophotometer. Ultraviolet/visible (UV/vis) spectra were obtained on a JASCO V-560 UV/VIS spectrophotometer. 1D and 2D NMR spectra were recorded on a Varian Unity Plus 500 spectrometer (Varian, Palo Alto, CA) operating at 500 and 125 MHz for the 1 H and 13 C nuclei, respectively, or on a JEOL JNM-AL400 spectrometer (JEOL Ltd, Tokyo, Japan) operating at 400 and 100 MHz for the 1 H and 13 C nuclei, respectively. Coupling constants (J) are expressed in Hertz and chemical shifts (δ) are reported in ppm with the solvent signal used as a standard (acetone-d 6 : δ H 2.04,
δ C 29.8). FABMS data were recorded on a JMS700N spectrometer (JEOL Ltd) using m-nitrobenzyl alcohol or glycerol as the matrix. Column chromatography was performed using Sephadex LH-20 (25-100 μm, GE Healthcare UK Ltd., Little Chalfont, UK) and MCI-gel CHP20P (75-150 μm, Mitsubishi Chemical Co., Tokyo, Japan) columns. TLC was performed on precoated Kieselgel 60 F 254 plates (0.2 mm thick, Merck, Darmstadt, Germany) with toluene-ethyl formate-formic acid
(1:7:1, v/v) mixtures being used as the eluents. The spots were detected using UV illumination and by spraying with a 5% H 2 SO 4 solution followed by heating. Analytical HPLC was performed on a Cosmosil 5C 18 -ARII (Nacalai Tesque) column (250 × 4.6 mm, i.d.) with a gradient elution of 4%-30% (39 min) and 30%-75% (15 min) CH 3 CN in 50 mM H 3 PO 4 at 35 °C (flow rate, 0.8 mL/min; detection, Jasco photodiode array detector MD-2010). DPPH (2,2-diphenyl-1-picrylhydrazyl) was purchased from Tokyo Chemical Industry Co. (Tokyo, Japan). The compounds (−)-epicatechin (5), (−)-epicatechin-3-Ogallate (6), (−)-epigallocatechin (7), and (−)-epigallocatechin-3-O-gallate (8) were isolated from a commercial tea catechin mixture according to a reported method, S1 and the resulting material was purified by recrystallization from H 2 O; (+)-catechin (9) was isolated from commercial gambir (extract of the leaves and twigs of Uncaria gambir) and recrystallized from H 2 O.
S2
Myricitrin (12) was isolated from Myrica rubra according to the literature. 
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Synthesis of Neotheaflavin (11). DPPH (543 mg, 1.38 mmol) was added to an acetone solution (100 mL) of (+)-catechin (9) (200 mg, 0.69 mmol). After stirring for 1 h at room temperature, an acetone solution (50 mL) of epigallocatechin (7) (106 mg, 0.35 mmol) was added to the reaction mixture and stirred for 15 min at room temperature. Then, water (150 mL) was added to the reaction mixture and stirred for 15 min. The reaction mixture was concentrated in vacuo and the residue was applied to a column of MCI-gel CHP20P (3.0 × 24 cm) (0%-100% aq. MeOH, 10% stepwise, each 200 mL) to afford a crude neotheaflavin (11) fraction (46.5 mg) along with 7 (22.7 mg, 21%) and 9 (102.5 mg, 51%). The crude fraction of 11 was purified with Sephadex LH-20 (2.0 × 20 cm) (30%-100% aq. MeOH, 10% stepwise, each 100 mL) to afford 11 4d,11,17 (38.4 mg, 0.068 mmol, 20% from 7). 
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